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ic ester monomer comprising 1 to 30 
weight percent or more of the mono- 
mer mixture; 

(3) one or more photochromic dyes; 

(4) an organic silicon compound com- 
prising an alkoxy group and an epoxy 
group; and 

(5) a colloidal metal oxide. 

A plastic photochromic lens obtained by the above 
manufacturing method. 



(1) a monofunctional or bifunctional 
methacrylic ester monomer compris- 
ing 50 weight percent or more of the 
monomer mixture; 

(2) atrifunctional or greater methacryl- 
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(57) A method of manufacturing plastic photochro- 
mic lenses characterized by comprising the steps of: 

obtaining a lens by polymerizing and curing a mon- 
omer mixture comprising at least (1), (2), and (3) 
below; 

directing radiation comprising ultraviolet radiation of 
a wavelength of less than or equal to 300 nm onto 
at least a portion of the surface of the lens obtained; 
coating a composition comprising (4) and (5) below 
onto the surface of the lens that has been exposed 
to said radiation; and 

curing said coating to obtain a hard surface film: 
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Description 
Technical Field 

5 [0001] The present invention relates to a plastic photochromic lens for eyeglasses having a hard surface film with 
good resistance to abrasion that rapidly develops color and rapidly fades, and a method of manufacturing the same. 

Technical Background 

10 [0002] A wide variety of organic photochromic dyes have been developed in recent years, and dyes available as 
commercial products are increasing constantly. These have been extensively applied to eyeglass lenses in the general 
market trend toward plastic. Currently, plastic photochromic lenses in which organic photochromic dyes have been 
applied are currently being marketed for use in eyeglasses. 

[0003] These plastic photochromic lenses develop color in the bright outdoors to produce the same antiglare effect 
15 as high-density color lenses, but return to high transmittance when moved indoors. However, a more rapid response 
is demanded. Currently, several tens of minutes are required to return to pre-co I oration transmittance from a state in 
which color has been fully developed. When compared to the coloration process, which reaches a state of high color- 
ation in about one minute, the fading rate is extremely slow and requires improvement. 

[0004] The coloration reaction is highly dependent on the inherent characteristics of photochromic dyes resulting 
20 from their molecular structures, and is known to be greatly, affected by the polymer matrix in which the dyes are present. 
Plastic photochromic lenses are generally manufactured by dissolving a photochromic dye in a mixture of monomers 
followed by mold casting polymerization. Methacrylic monomers are desirably employed as the monomers. Further, 
photochromic properties vary greatly based on the composition of the mixture of methacrylic monomers. Accordingly, 
it has been found that a rapid photochromic reaction is attained by the simultaneous use of monofunctional or bifunc- 
25 tional monomers and short-chain trifunctional or greater monomers to the extent that the basic properties such as 
transmittance, photoresistance, strength, thermal resistance, and cutting and grinding processability required of eye- 
glass lenses are achieved. 

[0005] Further, resistance to abrasion is imparted to the plastic lenses generally employed in eyeglasses by means 
of a multifunctional acrylate or methacrylate ultraviolet-curing film or silicone or melamine thermosetting film applied 

30 to the plastic substrate surface. Of these, organopolysiloxane hard films obtained by thermosetting are the most wide- 
spread. Since these hard films exhibit high adaptability with the diethylene glycol bisallyl carbonate resin and poly- 
thiourethane resins that are currently employed as the mainstream eyeglass substrate resins and can be made to 
adhere well to the substrate resin by a simple pretreatment in the form of immersion in an alkali aqueous solution, they 
are currently widely employed in the trade. Metal colloids are often incorporated into the film component of organop- 

35 olysiloxane cured films to significantly improve the basic performance of the hard surface film, such as resistance to 
abrasion and photoresistance. 

[0006] However, substrates of methacrylic resin generally tend not to adhere well to the above-mentioned organo- 
polysiloxane hard films, and the introduction of metal colloids further disrupts adhesion. Further, the introduction of 
trifunctional and above monomers that effectively improve the coloration reaction of photochromic lenses as substrate 
40 resin components is known to sharply decrease adhesion. Thus, in combinations of methacrylic substrate resins em- 
ploying polymerization components in the form of trifunctional or above monomers and hard surface films comprising 
metal colloids, simply immersing in the above-mentioned alkali aqueous solutions does not yield the practical adhesion 
required of eyeglass lenses. 

[0007] Accordingly, a number of means other than pretreatment with chemicals such as alkali aqueous solutions are 
45 conceivable for improving adhesion when a polyorganopolysiloxane hard surface film comprising a metal colloid is 
provided on a methacrylic substrate resin employing a trifunctional or greater monomer as a polymer component. For 
example, general methods include physically edging the surface by rubbing cloth, paper, or a sponge containing an 
abrasive against the substrate resin, providing an adhesive layer of polyurethane or the like between the substrate 
resin and hard film, and treating the substrate resin with plasma. 
50 [0008] However, eyeglass lenses come in an extremely large variety of magnifications and designs. The method of 
physically edging the surface by rubbing the substrate resin with cloth, paper, or sponge containing an abrasive is 
difficult to apply uniformly, reliably, and in large quantity, creating problems in manufacturing efficiency. 
[0009] Further, in the method of providing an adhesive layer between the plastic lens substrate and the hard film, 
both the adhesive layer and the hard film must be coated, dried, and thermoset in cumbersome steps. During these 
55 operations, the potential for contamination with foreign matter increases. When a hard film is provided on a soft adhesive 
layer, surface hardness tends to decrease relative to when no intermediate adhesive layer is provided. 
[0010] In the method of plasma treating the substrate resin, the result tends to be influence by the composition of 
the substrate resin. In substrate resins comprising trifunctional or greater monomers, there is a problem that accom- 
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plished improvement in adhesion is inadequate. 

[0011] Accordingly, the present invention, devised to solve the above-stated problems of conventional art, has for 
its object to provide both a means of imparting adequate adhesion even to hard surface films comprising highly con- 
centrated metal colloids in methacrylic resin lenses comprising trifunctional or greater monomers, thereby providing 
5 plastic photochromic lenses having hard surface films with rapid color fading reaction speed : good resistance to abra- 
sion, and good adhesion, and a method of manufacturing the same. 

Disclosure of the Invention 

10 [0012] The above-described problems are solved by the method of manufacturing lenses and lens described below. 
[0013] That is, the present invention is a method of manufacturing plastic photochromic lenses characterized by 
comprising the steps of: obtaining a lens by polymerizing and curing a monomer mixture comprising at least (1), (2), 
and (3) below; directing radiation comprising ultraviolet radiation of a wavelength of less than or equal to 300 nm onto 
at least a portion of the surface of the lens obtained; coating a composition comprising (4) and (5) below onto the 

15 surface of the lens that has been exposed to said radiation; and curing said coating to obtain a hard surface film: 

(1 ) a monofunctional or bifunctional methacrylic ester monomer comprising 50 weight percent or more of the mon- 
omer mixture; 

(2) a trifunctional or greater methacrylic ester monomer comprising 1 to 30 weight percent or more of the monomer 
20 mixture; 

(3) one or more photochromic dyes; 

(4) an organic silicon compound comprising an alkoxy group and an epoxy group; and 

(5) a colloidal metal oxide. 

25 [0014] Further, the present invention relates to plastic photochromic lenses obtained by the above-described man- 
ufacturing method of the present invention, and in particular, to plastic photochromic lenses for use in eyeglasses. 

Best Mode of Implementing the Invention 

30 [0015] The manufacturing of the photochromic lens of the present invention comprises a step of incorporating pho- 
tochromic dye (3) into a mixture of monomers (1) and (2) and then polymerizing and curing the mixture to obtain a lens 
comprised of a resin composition. Monomers yielding high transmittance, adequate heat resistance, rigidity, and cutting 
and grinding processability in eyeglass lenses and that can most effectively facilitate appearance of the characteristics 
of photochromic dyes are desirably employed. Monofunctional and bifunctional methacrylic ester monomers are pri- 

35 marily employed as such monomers. 

[0016] Examples of monofunctional methacrylic ester monomers are: methyl methacrylate, ethyl methacrylate, n- 
butyl methacrylate, ethylhexyl methacrylate, glycidyl methacrylate, benzyl methacrylate, phenyl methacrylate, cy- 
clohexyl methacrylate, isobornyl methacrylate, and adamantyl methacrylate. Examples of bifunctional methacrylic ester 
monomers are: ethylene glycol dimethacrylate, diethylene glycol dimethacrylate, triethylene glycol di methacrylate, 

40 tetraethylene glycol dimethacrylate, tripropylene glycol dimethacrylate, 1 ,4-butanediol dimethacrylate, 1 ,6-hexanediol 
dimethacrylate, glycerin dimethacrylate, 2,2-bis[4-(methacryloxy)phenyl]propane, and 2,2-bis[4-(methacryloxyethoxy) 
phenyljpropane. 

[0017] These monomers (1) are components that maintain high transmittance and adequate heat resistance, rigidity, 
and cutting and grinding processability as eyeglass lenses; effectively facilitate appearance of the characteristics of 

45 photochromic dyes; and constitute 50 weight percent or more of the monomer mixture. The blending ratio of monomer 
(1) to monomer (2), essential elements of the present invention, is desirably such that monomer (1) constitutes 99 
weight percent or less of the monomer mixture. Further, two or more such monomers may be used in combination. 
[001 8] Adding a suitable quantity of trifunctional or greater methacrylic ester monomer to the above-described mon- 
omer main component improves color fading in the photochromic lens made therefrom. 

50 [0019] Examples of such monomers are trimethylolpropane trimethacrylate, trimethylolethane trimethacrylate, and 
pentaerythritol trimethacrylate. 

[0020] The quantity of trifunctional or greater methacrylic acid ester monomer that is added falls within a range of 
from 1 to 30 weight percent, preferably 3 to 25 weight percent. When the quantity of trifunctional or greater methacrylic 
acid ester monomer that is added is less than 1 percent or exceeds 30 percent, no improvement is achieved in pho- 
55 tochromic reaction speed. 

[0021] Monomers capable of copolymerization with this monomer mixture may be added to the extent that overall 
physical properties are not compromised. Examples of such copolymerizable monomers are: methyl acrylate, ethyl 
acrylate, n-butyl acrylate, ethylhexyl acrylate, cyclohexyl acrylate, benzyl acrylate, phenyl acrylate, isobornyl acrylate, 
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ethylene glycol diacrylate, triethylene glycol diacrylate, 1 ,6-hexanediol diacrylate, trimethylolpropane triacrylate, pen- 
taerythritoltriacrylate, 2,2-bis[4-(acryloxy)phenyl]propane, 2,2-bis[4-(acryloxyethoxy)phenyl]propane, and other acryl- 
ic ester monomers; styrene, methylstyrene, dimethylstyrene, chlorostyrene, dichlorostyrene, bromostyrene, p-chlo- 
romethylstyrene, divinylbenzene, and other nucleus-substituted styrenes; a-methylstyrene, acrylonitrile, methacrylo- 
5 nitrile, maleic anhydride, and N-substituted maleimide; diethyleneglycol bisallyl carbonate, diallyl phthalate, and other 
allylated compounds. 

[0022] These copolymerizable monomers are desirably employed in a proportion falling within a range of 0 to 30 
weight percent of the monomer mixture. 

[0023] These may be suitably mixed to obtain a good monomer composition for use in the present invention. Pho- 

10 tochromic dye (3) is dissolved into the monomer mixture. 

[0024] The molecular structure of the photochromic dyes is not specifically limited. For example, it may be a spiroox- 
azine, spiropyran, chromene, fulgide, or fulgimide compound, most of which are readily available commercially. It is 
also possible to employ commercial dyes the molecular structure of which is undisclosed. To obtain the popular gray 
and brown color tones in the coloration of photochromic eyeglass lenses, two or more dyes of differing absorbance 

15 wavelengths may be employed. 

[0025] The total quantity of photochromic dye that is added is not specifically limited. In consideration of the high 
transmittance during color fading and suitable degree of light blocking during coloration that are required of eyeglass 
lenses, the quantity of dye added is preferably set within a range of from 0.001 to 1 .0 weight part per 1 00 weight parts 
of monomer mixture. 

20 [0026] Heat stabilizers, oxidation inhibitors, ultraviolet absorbents, mold separating agents, antistatic agents, dyes, 
and the like may also be added as needed to the lens substrate of the present invention. 

[0027] The photochromic lens of the present invention is manufactured by mold casting polymerization of the mon- 
omer composition comprising the above-described photochromic dye, for example. Known methods of thermosetting 
polymerization and ultraviolet-curing polymerization may be employed in mold casting polymerization. 

25 [0028] The thermosetting polymerization method will be given as an example below. 

[0029] In this method, a suitable quantity of polymerization initiator is added to a monomer mixture in which a pho- 
tochromic dye has been dissolved. The mixture is then poured into a mold and polymerized by heating. The polymer- 
ization initiator employed may be an azo initiator such as 2 ; 2'-azobisisobutyronitrile or 2,2'-azobis(2,4-dimethylvaleroni- 
trile), or a peroxide initiator such as benzoyl peroxide, lauroyl peroxide, or t-butylperoxy-2-ethyl hexanoate. (An ultra- 

30 violet initiator is employed in ultraviolet-setting polymerization methods.) However, the type of initiator and quantity 
added are suitably determined to obtain a good polymerization state in which the effect of the photochromic dye does 
not diminish or disappear. It is normally desirable to employ the initiator in a quantity falling within a range of from 0.001 
to 5 weight percent of the total quantity of monomer mixture. The heating conditions for polymerization differ with the 
initiator employed; however, the heating temperature normally falls within a range of from 20 to 80°C and the heating 

35 period within a range of from 6 to 48 hours. 

[0030] Further, to increase the degree of polymerization of the lens, it is possible to gradually raise the reaction 
temperature to a range of 80°C or above as the polymerization reaction progresses. The lens is released from the 
mold after completion of polymerization, and then may be subjected to reheating as necessary to correct for distortion 
of the surface produced during the polymerization step and mold release. 

40 [0031] An organopolysiloxane hardening solution is coated on the lens obtained by mold casting polymerization and 
the solution is cured to impart a hard surface film. However, in the manufacturing method of the present invention, 
irradiation with ultraviolet radiation in the wavelength region of 300 nm and below is conducted prior to coating of the 
hardening solution to stabilize adhesion between the substrate resin lens and the hard surface film. The lower limit of 
the wavelength of the ultraviolet radiation is not restricted, but is generally about 150 nm with most light sources. 

45 [0032] Low-pressure mercury lamps yielding both 1 85 nm and 254 nm ultraviolet radiation are suitably employed as 
sources of ultraviolet radiation, for example. They produce ozone and active oxygen molecules from oxygen in the 
atmosphere, activating the surface of the lens substrate, as well as breaking down macromolecular chains to activate 
the surface of the substrate. Since these wavelengths of ultraviolet radiation are absorbed by the atmosphere and 
ozone that is produced, the exposure distance of the lens to the lamp is preferably not greater than 20 cm, more 

50 preferably not greater than 1 0 cm. Although it depends on the output of low-pressure mercury lamps and the distance 
from the lamp to the lens, an improvement in adhesion is normally seen with an exposure of from 30 to 600 sec, for 
example. 

[0033] An organic silicon compound (4) comprising alkoxy groups and epoxy groups within its molecular structure 
is employed as the coating composition serving as starting material for the hard film employed in the present invention. 
55 Organic silicon compound (4) desirably comprises at least two alkoxy groups and at least one epoxy group within its 
molecular structure. A specific example is the trifunctional organic silicon compound denoted by general formula (I) 
below. 
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CH,-CH-CH,-0-R 2 -Si-(OR 1 ) 



(I) 



\ / 



[0034] In the formula, R 1 denotes an alkyl group having from 1 to 4 carbon atoms and R 2 denotes an alkylene group 
10 having from 1 to 4 carbon atoms. In the formula, R 1 preferably denotes a methyl, ethyl, propyl, or butyl group, and R 2 
a methylene, ethylene, propylene, or butylene group. 

[0035] Further, colloidal metal oxide (5) is added to the organic silicon compound to improve surface hardness. 
Examples of colloidal metal oxides are the oxides of single members selected from the group consisting of Si, Al, Sn, 
Sb, Ta, Ce, La, Fe, Zn, W. Zr, In, and Ti; mixtures of two or more of the metal oxides; and complexes of two or more 
15 of the metal oxides. 

[0036] The coating composition will be described below forthe example of a metal oxide silica (colloidal silica). Highly 
concentrated water-dispersed colloidal silica (for example, having an Si0 2 solid component of 40 percent or more) is 
desirably employed as the colloidal silica so that no surplus water remains following hydrolysis of the organic silica 
compound. An average particle size of 5 to 1 00 micrometers is preferred, with 5 to 30 micrometers being more preferred. 
20 The use of an organopolysiloxane coating compound comprising a high concentration of colloidal silica permits the 
obtaining of a hard film with good scratch resistance. 

[0037] Accordingly, the usefulness (scratch resistance) of the coating composition employed in the present invention 
is particularly good when a high concentration of colloidal silica is contained. Thus, the quantity of colloidal silica em- 
ployed in the coating composition of the present invention, based on the total quantity of colloidal silica and organic 
25 silicon compound, is desirably set to 55 to 90 molar percent, and more preferably set to within a range of 75 to 90 
molar percent (based on dry Si0 2 component). This remains essentially true even when the metal oxide is not silica 
(colloidal silica). Since the optimal dispersion medium, particle size, and metal oxide content are not uniform, it is 
preferred that the optimal values are suitably adjusted. 

[0038] A hardening agent is normally added to the coating composition . Examples of hardening agents are imidazole 
30 derivatives and acetylacetone metal complexes, with acetylacetone aluminum complexes being particularly effective. 
A quantity adequate to harden the hydrolysis product of the colloidal silica and organic silicon compound is added. 
That is, a quantity falling within a range of from 1 to 1 0 g per mol of the total quantity of hydrolysis product of colloidal 
silica (based on Si0 2 ) and organic silicon compound is desirably added. 

[0039] An organic acid is employed in the hydrolysis of the organic silica compound of formula (I). Examples are 
35 formic acid, acetic acid, and propionic acid. Acetic acid is desirably employed from the perspective of the stability of 
the coating composition. The quantity of organic acid added is desirably from 5 to 30 g per mol of the total quantity of 
colloidal silica and organic silicon compound. A lower quantity causes the coating composition to tend to gel and a 
higher quantity generates a powerful stench and is undesirable from an operational viewpoint. 

[0040] A suitable solvent is desirably added to the coating composition to achieve uniform hydrolysis of the organic 
40 silicon compound and suitably adjust the degree thereof. Desirable examples of such solvents are cellosolves such 
as methyl cellosolve, ethyl cellosolve, and butyl cellosolve, which are preferably further combined with isopropyl alcohol, 
butanol, or the like. The ratio of cellosolve is desirably not less than 3 weight percent, preferably not less than 1 0 weight 
percent, of the total quantity of solvent. When the proportion of colloidal silica is high and the proportion of cellosolve 
in the solvent is less than 3 weight percent of the total quantity of solvent, gelling tends to occur during preparation of 
45 the coating composition. 

[0041] A silicon surfactant can be added to the coating composition serving as starting material for the hard film 
employed in the present invention to improve the smoothness of the coating. It is further possible to add ultraviolet 
absorbents and oxidation inhibitors to improve light resistance and prevent coating deterioration. 
[0042] The coating composition can be applied to the above-described UV-irradiated plastic substrate by dipping, 
50 spin coating, roll coating, spray coating, or the like. Once applied, the coating composition can be cured by heating. 
The heating temperature is preferably 40 to 150°C, more preferably 80 to 130°C. The heating time is desirably from 
1 to 4 hours. 

[0043] An antireflective film can be applied to the surface of the cured coating obtained as set forth above to improve 
the antireflective effect of the plastic lens. The antireflective film can be formed as a single layer or a lamination of 
55 multiple layers from dielectrics such as SiO, Si0 2 . Si 3 N 4 , Ti0 2 , Zr0 2 , Al 2 0 3 , and MgF 2 by vacuum vapor deposition, 
ion sputtering, ion plating, or the like. Reflection at the interface of the antireflective layer with the atmosphere can be 
inhibited. When the antireflective film is a single layer, the optical thickness of the film is desirably X 0/4 (X 0=450 to 
650 nm). Useful antireflective films also include multilayer antireflective films in the form of double-layer films with 
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optical film thicknesses of from X 0/4 - X 0/4 of differing refractive indexes and triple-layer films with optical film thick- 
nesses of X 0/4 - X 0/2 - X 0/4 or X 0/4 - A, 0/4 - X 0/4, as well as multilayer coatings with alternating partially equivalent 
films. 

[0044] The plastic photochromic lens obtained by the manufacturing method of the present invention comprises a 
5 methacrylic resin lens exhibiting rapid coloration and color fading reaction rates accompanying on it a hard surface 
film of good abrasion resistance and good adhesion. Accordingly it is particularly useful in eyeglasses. 

Examples 

10 [0045] The present invention is described in greater detail below through examples. However, the present invention 
is not limited thereto. The physical property evaluation methods employed in the examples and comparative examples 
were as follows: 

(a) Color fading reaction rate: 

15 A piano lens 2.0 mm in thickness was colored by exposure for 5 min at 20°C using a xenon lamp (1 .2 mW/ 

cm 2 ■ UV365), after which the time required for half of the absorbance intensity at 550 nm to fade during the color 
fading process in a dark location was measured as the half life period of fading of the lens. An instantaneous 
photometric System MCPD-3000 made by Ohtsuka Electronics (Ltd.) was employed for the measurement. 

20 (b) Surface hardness 

The surface was rubbed 50 times (back and forth) with steel wool #0000 with a load of 1 ,000 g, after which 
the resistance to scratching was evaluated based on the following scale: 

A: Almost no scratching 
25 B: Slight scratching 

C: Some scratching 
D: Substantial scratching 

(c) Adhesion 

30 The hard film surface was cut into a checkerboard pattern (10x10 squares) at intervals of 1 mm. adhesive 

cellophane tape (No. 405, made by Nichiban (Ltd.)) was forcefully applied, the tape was abruptly removed at a 90 
degree angle, and the number of remaining squares was checked. 

(Preparation of Coating Composition (A)) 

35 

[0046] A solution was prepared by adding 2.0 weight parts of 0.5N hydrochloric acid and 20 weight parts of acetic 
acid to 240 weight parts of colloidal silica (Snowtex-40, water-dispersed silica, average particle size of 10 to 20 mi- 
crometers, made by Nissan Chemicals (Ltd.)) with a 40 percent Si0 2 concentration. To this solution were added drop- 
wise 95 weight parts of y-glycidoxypropyltrimethoxysilane (a trifunctional organic silicon compound) with stirring at 

40 35°C. The mixture was stirred for 8 hours at room temperature and then left standing for 1 6 hours. To 320 weight parts 
of this hydrolysis solution were added 80 weight parts of methyl cellosolve, 120 weight parts of isopropyl alcohol, 40 
weight parts of butyl alcohol, 16 weight parts of aluminum acetyl acetone, 0.2 weight part of silicone surfactant, and 
0.1 weight part of ultraviolet absorbant. The mixture was stirred for 8 hours and then aged for 24 hours at room tem- 
perature to obtain a coating composition. This was denoted as coating composition (A). The quantity of colloidal silica 

45 in the coating composition was 80 molar percent (based on Si0 2 solid component) of the total quantity of colloidal silica 
and y-glycidoxypropyltrimethoxysilane. 

(Preparation of Coating Composition (B)) 

50 [0047] Coating composition (B) was prepared in the same manner as coating composition (A), with the exception 
that the quantity of Y-glycidoxypropyltrimethoxysilane was changed to 253 weight parts. 

(Preparation of Coating Composition (C)) 

55 [0048] Coating composition (C) was prepared in the same manner as coating composition (A), with the exception 
that 120 weight parts of ion-exchange water were employed in place of the colloidal silica. 
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(Example 1) 

[0049] To a monomer composition comprising 50 weight parts of 2,2-bis[4-(methacryloxyethoxy)phenyl]propane, 1 5 
weight parts of triethyleneglycol dimethacrylate, 1 5 weight parts of trimethylolpropane trimethacrylate, 1 0 weight parts 

5 of benzyl acrylate, and 1 0 weight parts of glycidyl methacrylate were admixed and dissolved a polymerization moderator 
in the form of 1 weight part of 2,4-diphenyl-4-methyl-1 -pentene, a photochromic dye in the form of 0.05 weight part of 
CNN-3, made by Tokuyama (Ltd.), a radical polymerization initiator in the form of 0.50 weight part of t-butyl peroxyne- 
odecanate, and a mold separating agent in the form of 0.0001 weight part of Shinetsu Silicone KF353A, made by 
Shinetsu Chemicals (Ltd.). The preparation was denoted as substrate composition (A). This was poured into a mold 

10 comprised of two glass molds and a plastic gasket. The mold was charged to a hot-air circulating heating furnace and 
heated for 1 2 hours at 40°C. The temperature was increased to 85°C over 4 hours. The temperature was then main- 
tained at 85°C for 2 hours to conduct polymerization. The polymer obtained by separation from the mold was a highly 
transparent polymer composition in the form of a flat lens 75 mm in diameter 2.0 mm thick, with a refractive power of 
0.00 diopter. This lens was annealed by reheating to 120°C for 2 hours. 

15 [0050] Next, the lens was processed for 180 sec at an exposure distance of 30 mm with a low-pressure mercury 
radiation device in the form of a UV Modifier OC-2506 (wavelengths 185 nm and 245 nm) made by Eye-Graphics (Ltd.). 
The lens was then immersed for 360 sec in a 1 0 percent NaOH aqueous solution at 60°C, rinsed, and heat dried. Once 
the lens had cooled, coating composition (A) was applied by dipping (lifting rate of 20 cm/min) at 1 0°C, and the coating 
was cured by heating for 90 min at 120°C. The lens with hard surface film obtained in this manner had a surface 

20 hardness of A, a film adhesion of 1 00/1 00, and was suitable for use as an eyeglass lens. 

[0051] This lens was colored by exposure to a xenon lamp (1 .2 mW/cm 2 • UV365) at 20°C and then subjected to 
spectral measurement 5 min later. The lamp was then extinguished and the time required forthe intensity of absorbance 
at the principal wavelength to diminish to half of the coloration level was measured; this was taken as the half value 
period denoting the color fading reaction rate. The half-value period was 95 sec. 

25 

(Comparative Example 1) 

[0052] A highly transparent lens with a hard surface film in the form of a flat lens with a diameter of 75 mm, a thickness 
of 2.0 mm and a refractive power of 0.00 diopters was prepared in the same manner as Example 1 . with the exception 

30 that the monomer composition was changed (substrate composition B) to 50 weight parts of 2,2-bis[4-(methacry- 
loxyethoxy)phenyl]propane, 40 weight parts of triethyleneglycol dimethacrylate, and 10 weight parts of glycidyl meth- 
acrylate. This lens had a surface hardness of A, a film adhesion of 1 00/1 00, and was suitable for use as an eyeglass 
lens. However, when subjected to the same measurement as in Example 1 , the half life period was 1 25 sec. Thus, the 
reaction rate was clearly slower than that of the lens of Example 1 due to the absence in the monomer composition of 

35 the trifunctional or greater methacrylic ester monomer that is an essential element of the present invention. 

(Examples 2 to 10) 

[0053] Highly transparent lenses with hard surface films in the form of flat lenses were obtained with a diameter of 
40 75 mm, a thickness of 2.0 mm and a refractive power of 0.00 diopters in the same manner as Example 1 , with the 
exception that the photochromic dye in the monomer composition was varied, as indicated in Table 1 . All of the lenses 
obtained had a surface hardness of A, a film adhesion of 1 00/1 00, and were suitable for use as eyeglass lenses. 
[0054] When the same measurement was conducted as in Example 1 , the half life period of fading was as indicated 
in Table 1 . 

45 

(Comparative Examples 2 to 10) 

[0055] Highly transparent lenses with hard surface films in the form of flat lenses were obtained with a diameter of 
75 mm, a thickness of 2.0 mm and a refractive power of 0.00 diopters in the same manner as Example 1 , with the 

50 exception that the photochromic dye in the monomer composition was varied, as indicated in Table 1 . All of the lenses 
obtained had a surface hardness of A, a film adhesion of 1 00/1 00, and were suitable for use as eyeglass lenses. 
[0056] However, when the same measurement was conducted as in Example 1 , the half life periods of fading were 
as indicated in Table 1 . Thus, due to the absence in the monomer composition of the trifunctional or greater methacrylic 
ester monomer that is an essential element of the present invention, the reaction rates were clearly slower than those 

55 of lenses comprising the trifunctional or greater methacrylic ester monomer of Examples 2 to 1 0 employing the same 
photochromic dyes. 
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Table 1 



5 




Photochromic 
dye 


Substrate 
composition 


Pretreatment 


Half life period 
of fading 


Film hardness 


Adhesion 


Example. 1 


CNN-3 


(A) 


UV 

irradiation 


95 


A 


1 00/1 00 


10 


Comp. Ex. 1 




(B) 


UV 

irradiation 


125 


A 


1 00/1 00 


Example. 2 


CNN-4 


(A) 


UV 

irradiation 


225 


A 


1 00/1 00 


15 


Comp. Ex. 2 




(B) 


UV 

irradiation 


300 


A 


100/1 00 


Example. 3 


CNN-7 


(A) 


UV 

irradiation 


35 


A 


100/1 00 




Comp. Ex. 3 




(B) 


UV 

irradiation 


55 


A 


100/1 00 


20 


Example. 4 


FG-3 


(A) 


UV 

irradiation 


120 


A 


100/1 00 




Comp. Ex. 4 




(B) 


UV 

irradiation 


140 


A 


100/1 00 


25 


Example. 5 


CY 


(A) 


UV 

irradiation 


145 


A 


100/1 00 




Comp. Ex. 5 




(B) 


UV 

irradiation 


180 


A 


100/100 


30 


Example. 6 


FL 


(A) 


UV 

irradiation 


135 


A 


100/1 00 




Comp. Ex. 6 




(B) 


UV 

irradiation 


150 


A 


100/100 


35 


Example. 7 


RU 


(A) 


UV 

irradiation 


145 


A 


100/100 




Comp. Ex. 7 




(B) 


UV 

irradiation 


160 


A 


100/100 


40 


Example. 8 


BR 


(A) 


UV 

irradiation 


220 


A 


100/100 




Comp. Ex. 8 




(B) 


UV 

irradiation 


295 


A 


100/100 


45 


Example. 9 


OB 


(A) 


UV 

irradiation 


90 


A 


100/1 00 




Comp. Ex. 9 




(B) 


UV 

irradiation 


115 


A 


100/1 00 


50 


Example. 10 


Blue A 


(A) 


UV 

irradiation 


90 


A 


100/1 00 




Comp. Ex. 10 




(B) 


UV 

irradiation 


115 


A 


100/1 00 



(Comparative Examples 11 to 20) 



[0057] Highly transparent lenses with hard surface films in the form of flat lenses were obtained with a diameter of 



8 



EP 1 388 749 A1 



75 mm, a thickness of 2.0 mm and a refractive power of 0.00 diopters in the same manner as in Examplesl -1 0, with 
the exception that the treatment with the UV modifier was omitted. All of the lenses obtained had a surface hardness 
of A. However, since trifunctional or greater methacrylic ester monomers tending to decrease adhesion of the film were 
incorporated to increase the reaction rate and since the UV irradiation treatment of 300 nm or less that is an essential 
5 element of the present invention was not conducted, the adhesion of thefilm was 0/100 and the lenses were notsuitable 
for use in eyeglasses. 

(Comparative Examples 21 to 30) 

10 [0058] Highly transparent lenses with hard surface films in the form of flat lenses were obtained with a diameter of 
75 mm, a thickness of 2.0 mm and a refractive power of 0.00 diopters in the same manner as in Examples 1 to 10, 
with the exception that treatment with the UV modifier was not conducted, and plasma treatment was conducted by 
the usual film adhesion enhancing method. The plasma treatment was conducted with a PR-501 A made by Yamato 
Kagaku (Ltd.) for 300 sec in a 0.6 Torr oxygen atmosphere. All of the lenses obtained had a surface hardness of A. 

15 However, since trifunctional or greater methacrylic ester monomers tending to decrease adhesion of the film were 
incorporated to increase the reaction rate, and since the UV irradiation treatment of 300 nm or less that is an essential 
element of the present invention was not conducted, the adhesion of thefilm was 0/100 and the lenses were notsuitable 
for use in eyeglasses. 



20 Table 2 







Photochromic 
dye 


Substrate 
composition 


Pretreatment 


Half life 
period of 
fading 


Film hardness 


Adhesion 


25 


Example. 1 


CNN-3 


(A) 


UV 

irradiation 


95 


A 


100/1 00 




Comp. Ex. 11 






No UV 
irradiation 




A 


0/100 


30 


Comp. Ex. 21 






Plasma 
treatment 




A 


0/100 




Example. 2 


CNN-4 


(A) 


UV 

irradiation 


225 


A 


1 00/1 00 


35 


Comp. Ex. 12 






No UV 
irradiation 




A 


0/100 




Comp. Ex. 22 






Plasma 
treatment 




A 


0/100 


40 


Example. 3 


CNN-7 


(A) 


UV 

irradiation 


35 


A 


100/1 00 




Comp. Ex. 13 






No UV 
irradiation 




A 


0/100 


45 


Comp. Ex. 23 






Plasma 
treatment 




A 


0/100 




Example. 4 


FG-3 


(A) 


UV 

irradiation 


120 


A 


100/1 00 


50 


Comp. Ex. 14 






No UV 
irradiation 




A 


0/100 




Comp. Ex. 24 






Plasma 
treatment 




A 


0/100 



55 
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Table 2 (continued) 



5 




Photochromic 
dye 


Substrate 
composition 


Pretreatment 


Half life 
period of 
fading 


Film hardness 


Adhesion 




Example. 5 


CY 


(A) 


UV 

irradiation 


145 


A 


1 00/1 00 


10 


Comp. Ex. 15 






NoUV 
irradiation 




A 


0/100 




Comp. Ex. 25 






Plasma 
treatment 




A 


0/100 


15 


Example. 6 


FL 


(A) 


UV 

irradiation 


135 


A 


100/1 00 


Comp. Ex. 16 






NoUV 
irradiation 




A 


0/100 


20 


Comp. Ex. 26 






Plasma 
treatment 




A 


0/100 


Example. 7 


RU 


(A) 


UV 

irradiation 


145 


A 


100/1 00 


25 


Comp. Ex. 17 






No UV 
irradiation 




A 


0/100 


Comp. Ex. 27 






Plasma 
treatment 




A 


0/100 




Example. 8 


BR 


(A) 


UV 

irradiation 


220 


A 


100/100 


30 


Comp. Ex. 18 






No UV 
irradiation 




A 


0/100 




Comp. Ex. 28 






Plasma 
treatment 




A 


0/100 


35 


Example. 9 


OB 


(A) 


UV 

irradiation 


90 


A 


100/1 00 




Comp. Ex. 19 






No UV 
irradiation 




A 


0/100 


40 


Comp. Ex. 29 






Plasma 
treatment 




A 


0/100 




Example. 10 


Blue-A 


(A) 


UV 

irradiation 


90 


A 


100/1 00 


45 


Comp. Ex. 20 






No UV 
irradiation 




A 


0/100 




Comp. Ex. 30 






Plasma 
treatment 




A 


0/100 


50 


CNN-3, CN 
CY (Corn Y 
Blue A: Ma 


N-4, CNN-7, FG-3: Made by Tokuyama (Ltd.) 

'ellow), FL (Flame), RU (Ruby), BR (Berry Red), OB (Oxford Blue): Made by James Robinson Co. 
de by Great Lakes Co. 



(Example 11) 

55 

[0059] A lens was obtained and measurements were conducted in the same manner as in Example 1, with the 
exception that the coating composition was changed to (B). Since coating composition (B) contained less colloidal 
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metal oxide than coating composition (A), the surface hardness was lower than that of Example 1 , but film adhesion 
was 1 00/1 00 and the half life period of fading was equivalent to that of Example 1 . Thus, the lens was suited to use in 
eyeglasses. 

5 (Comparative Examples 31 and 32) 

[0060] Lenses were prepared and measurements were conducted in the same manner as in Example 1 , with the 
exception that the coating composition and pretreatment conditions were changed, as indicated in Table 3. Although 
coating composition (B) was employed, since trifunctional or greater methacrylic ester monomers tending to decrease 
10 adhesion of the film were incorporated to increase the reaction rate, and since the UV irradiation treatment of 300 nm 
or less that is an essential element of the present invention was not conducted, the adhesion of the film was 0/1 00 and 
the lenses were not suitable for use in eyeglasses. 

(Comparative Examples 33 to 35) 

15 

[0061] Lenses were prepared and measurements were conducted in the same manner as in Example 1 , with the 
exceptions that the coating composition and the pretreatment conditions were changed, as indicated in Table 3. When 
coating composition (C) was employed and trifunctional or greater methacrylic ester monomers tending to decrease 
adhesion of the film were incorporated, adhesion was achieved in lenses in which UV irradiation and plasma treatment 
20 were conducted. However, since the colloidal metal oxides that are an essential element of the present invention were 
not incorporated into the coating composition, the surface hardness was C, and the lenses were not suited to use in 
eyeglasses. 



Table 3 



25 




Substrate 
composition 


Hard film 


Pretreatment 


Half life period of 
fading 


Film hardness 


Adhesion 




Example. 1 


(A) 


(A) 


UV 

irradiation 


95 


A 


100/100 


30 


Comp. Ex. 11 






No UV 
irradiation 




A 


0/100 




Comp. Ex. 21 






Plasma 
treatment 




A 


0/100 


35 


Example. 11 


(A) 


(B) 


UV 

irradiation 


95 


B 


100/1 00 




Comp. Ex. 31 






No UV 
irradiation 




B 


0/100 


40 


Comp. Ex. 32 






Plasma 
treatment 




B 


0/100 




Comp. Ex. 33 


(A) 


(C) 


UV 

irradiation 


95 


C 


100/1 00 


45 


Comp. Ex. 34 






No UV 
irradiation 




C 


0/100 




Comp. Ex. 35 






Plasma 
treatment 




C 


100/1 00 



(Example 12) 



[0062] A lens was obtained and evaluation conducted in the same manner as in Example 1 with the exceptions that 
the photochromic dye composition was changed to 0.040 weight part of CNN-7 and 0.020 weight part of CNN-4, made 
by Tokuyama (Ltd.); 0.020 weight part of Berry Red ; made by James Robinson Co.; 0.005 weight part of CNN-3 ; made 
by Tokuyama (Ltd.). The lens was a flat lens with a diameter of 75 mm, a thickness of 2.0 mm, and a refractive power 
of 0.00 diopters that immediately assumed a dark gray coloration upon exposure to sunlight. The same measurements 
as in Example 1 were conducted, revealing a surface hardness of A and film adhesion of 1 00/1 00 and indicating that 
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the lens was suitable for use in eyeglasses. With a half life period of fading of 95 sec, the transition from a colored 
state to an uncolored state was rapid, affording good performance as a photochromic lens. 

Industrial Applicability 

[0063] The present invention permits the strong adhesion of a hard film comprising a high concentration of colloidal 
metal oxide to a substrate lens comprising monomers in the form of trifunctional and greater methacrylic esters. As a 
result, the coloration reaction rate is rapid and surface hardness is quite high, making it possible to provide a plastic 
photochromic lens for use in eyeglasses affording good adhesion and having a hard surface film. 



Claims 

1. A method of manufacturing plastic photochromic lenses characterized by comprising the steps of: 

obtaining a lens by polymerizing and curing a monomer mixture comprising at least (1), (2), and (3) below; 
directing radiation comprising ultraviolet radiation of a wavelength of less than or equal to 300 nm onto at least 
a portion of the surface of the lens obtained; 

coating a composition comprising (4) and (5) below onto the surface of the lens that has been exposed to said 
radiation; and 

curing said coating to obtain a hard surface film: 

(1) a monofunctional or bifunctional methacrylic ester monomer comprising 50 weight percent or more of 
the monomer mixture; 

(2) a trifunctional or greater methacrylic ester monomer comprising 1 to 30 weight percent or more of the 
monomer mixture; 

(3) one or more photochromic dyes; 

(4) an organic silicon compound comprising an alkoxy group and an epoxy group; and 

(5) a colloidal metal oxide. 

2. The method of manufacturing of claim 1 , wherein said monofunctional methacrylic ester monomer is at least one 
selected from the group consisting of methyl methacrylate, ethyl methacrylate, n-butyl methacrylate, ethylhexyl 
methacrylate, glycidyl methacrylate, benzyl methacrylate, phenyl methacrylate, cyclohexyl methacrylate, isobornyl 
methacrylate, and adamantyl methacrylate. 

3. The method of manufacturing of claim 1 or 2, wherein said bifunctional methacrylic ester monomer is at least one 
selected from the group consisting of ethylene glycol dimeth aery late, diethylene glycol dim eth aery I ate, triethylene 
glycol dimethacrylate, tetraethylene glycol dimeth aery late, tripropylene glycol dimethacrylate, 1 ,4-butanediol 
dimethacrylate, 1 ,6-hexanediol dimethacrylate, glycerin dimethacrylate, 2,2-bis[4-(methacryloxy)phenyl]propane, 
and 2,2-bis[4-(methacryloxyethoxy)phenyl]-propane. 

4. The method of manufacturing of any one of claims 1 to 3, wherein said trifunctional or greater methacrylic ester 
monomer is at least one selected from the group consisting of trimethylolpropanetrimethacrylate, trimethylolethane 
trimethacrylate, and pentaerythritol trim eth aery I ate. 

5. The method of manufacturing of any one of claims 1 to 4, wherein quantity of the photochromic dye added is in a 
range of from 0.001 to 1 .0 weight part per 1 00 weight parts of the monomer mixture 

6. The method of manufacturing of any one of claims 1 to 5, wherein a low-pressure mercury lamp is employed as 
a source of ultraviolet radiation of a wavelength of less than or equal to 300 nm. 

7. The method of manufacturing of any one of claims 1 to 6, wherein said organic silicon compound comprising an 
alkoxy group and an epoxy group is an organic silicon compound comprising at least two alkoxy groups and at 
least one epoxy group within its molecular structure. 

8. The method of manufacturing of any one of claims 1 to 6, wherein said organic silicon compound comprising an 
alkoxy group and an epoxy group is a trifunctional organic silicon compound denoted by general formula (I) below. 



12 



EP 1 388 749 A1 



CH 2 -CH-CH 2 -0-R 2 -Si-(OR l ) 3 (I) 

\ / 

o 

In the formula, R 1 denotes an alkyl group having from 1 to 4 carbon atoms and R 2 denotes an alkylene group 
having from 1 to 4 carbon atoms. 

. A plastic photochrome lens obtained by the manufacturing method of any one of claims 1 to 8. 

0. The plastic photochromic lens of claim 9, wherein the plastic photochromic lenses is for use in eyeglasses. 



13 



EP 1 388 749 A1 



INTERNATIONAL SEARCH REPORT 



International application No. 

PCT/JP02/04608 



A. CLASSIFICATION OF SUBJECT MATTER 

Int. CI 7 G02C7/10, G02B5/23, GC2C7/02, G02B1/10, G02B1/04, C09K9/02 



According to International Patent Classification (IPC) or to both national classification and IPC 



B. FIELDS SEARCHED 



Minimum documentation searched (classification system followed by classification symbols) 

Int. CI 7 G02C7/10, G02B5/23, G02C7/02, G02B1/10, G02B1/04, C09K9/02 



Documentation searched other than minimum documentation to the extent that such documents are included in the fields searched 
Jitsuyo Shinan Kbho 1926-1996 Toroku Jitsuyo Shinan Kbho 1994-2002 

Kbkai Jitsuyo Shinan Kbho 1971-2002 Jitsuyo Shinan Toroku Kbho 1996-2002 



Electronic data base consulted during the international search (name of data base and, where practicable, search terms used) 



C. DOCUMENTS CONSIDERED TO BE RELEVANT 



Category* 



Citation of document, with indication, where appropriate, of the relevant passages 



Relevant to claim No. 



X 
A 



JP 5-34649 A (Hoya Corp.), 

12 February, 1993 (12.02.93), 

Claims; Par. Nos . [0015], [0022] to [0030] 

{Family: none) 

JP 10-338869 A (Tokuyama Corp.), 
22 December, 1998 (22.12.98), 
Full text; all drawings 
(Family: none) 

US 5914174 Al (Innotech, Inc.), 
22 June, 1999 (22.06.99), 
Full text; all drawings 

& JP 10-231331 A Sc AU 4682197 A 

& CA 2223336 Al & EP 846708 A3 

& SG 65706 A 



9, 10 
1-8 



1-5 



1-5 



[31 Further documents are listed in the continuation of Box C. Q See patent family annex. 



* Special categories of cited documents: 

*A" d ocument defining the general state of the art which is not 

considered to be of particular relevance 
*E" earlier document but published on or after the international filing 
date 

*L" document which may throw doubts on priority clairn(s) or which is 
cited to establish the publication date of another citation or other 
special reason (as specified) 

document referring to an oral disclosure, use, exhibition or other 



"O 



"p" document published prior to the international filing date but later 
than the priority date claimed 



U T" later document published after the international filing date or 
priority date and not in conflict with the application but cited to 
understand the principle or theory underlying the invention 

"X" document of particular relevance; the claimed invention cannot be 
considered novel or cannot be considered to involve an inventive 
step when the document is taken alone 

"Y° document of particular relevance; the claimed invent' on cannot be 
considered to involve an inventive step when the document is 
combined with one or more other such documents, such 
combination being obvious to a person skilled in the art 
document member of the same patent family 



Date of the actual completion of the international search 
13 August, 2002 (13.08.02) 



Date of mailing of the international search report 
20 August, 2002 (20.08.02) 



Name and mailing address of the ISA/ 

Japanese Patent Office 

Facsimile No, 



Authorized officer 



Telephone No. 



Form PCT/ISA/2 1 0 (second sheet) (July 1998) 



14 



EP 1 388 749 A1 



INTERNATIONAL SEARCH REPORT 



International application No. 

PCT/JP02/04608 



C (Continuation). DOCUMENTS CONSIDERED TO BE RELEVANT 



Category* 



Citation of document, with indication, where appropriate, of the relevant passages 



Relevant to claim No. 



JP 11-170387 A (Nikon Corp.), 
29 June, 1999 (29.06.99), 
Par. Nob. [0037] to [0039], [0045] 
(Family: none) 



7,8 



Form PCT/ISA/210 (continuation of second sheet) (July 1998) 



15 



